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General Information and analytical methods
All reactions involving water-sensitive chemicals were carried out in flame-dried glassware under positive pressure of argon with magnetic stirring. Tetrahydrofuran, dichloromethane and diethyl ether were purified using a SPS-800 solvent purification system (M. Braun). Thin-layer chromatography (TLC) was performed on silica-coated glass plates (silica gel 60 F254) with detection by UV (λ = 254 nm) or KMnO4 (0.5% in water) with subsequent heating. Flash chromatography was performed on silica gel 60 (Merck, 230-400 mesh) with the indicated eluent. were recorded using a Hellma precision cell made of quartz SUPRASIL® with a pathway of 1 mm. Solvents and concentrations are given for each spectrum. Analytical HPLC was performed using a chiral stationary phase (flow rate: 1.0 mL/min, column type and eluent is given for the corresponding compounds) and UV detection (λ = 210 nm or 254 nm) at 20 °C.
Synthesis
Dimethyl-(diazomethyl)-phosphonate
To a suspension of NaN3 (1.17 g, 18.1 mmol, 1.5 equiv.) in 23 mL MeCN was added methanesulfonylchloride (1.40 mL, 2.07 g, 18.1 mmol, 1.50 equiv.) dropwise over five minutes at room temperature. The suspension was stirred for one hour at room temperature before dimethyl-(2-oxopropyl)-phosphonate (1.66 mL, 2.00 g, 12.0 mmol, 1.00 equiv.) was added dropwise. The reaction mixture was stirred for five hours at room temperature. Then, Cs2CO3
(5.88 g, 18.1 mmol, 1.50 equiv.) was added ant the yellow suspension was stirred for another 14 hours at room temperature. After addition of 23 mL MeOH, the reaction was stirred for one hour, before it was quenched by the addition of 20 mL NH4Cl-solution. The layers were separated, and the aqueous layer was extracted with EtOAc (4 × 20 mL). The combined organic layers were washed with brine (1 × 100 mL), dried over Na2SO4 and the volatiles were removed in vacuo. The crude product was purified by flash chromatography (4  25 cm, Et2O) to give the title compound as a yellow oil (1.10 g, 7.32 mmol, 59%). The spectroscopic data match the literature values. 
2-Bromo-9H-thioxanthen-9-one (30)
The synthesis was performed according to a literature known procedure. 2 To a solution of thiosalicylic acid (1.00 g, 6.49 mmol, 1.00 equiv.) in 10 mL concentrated H2SO4 was added bromobenzene (1.41 mL, 2.10 g, 13.4 mmol, 2.06 equiv.). The yellow suspension was stirred at room temperature for 16 h and was then rested without stirring for ten hours. Then the reaction mixture was heated to reflux for one hour. The resulting dark purple solution was poured into ice water, causing the formation of a brownish precipitate. The precipitate was filtered and washed neutral with water. Then, the brownish solid was stirred in aqueous NaOH (10 wt-%) for ten minutes, the solid was again filtered and washed with water.
The yellowish crude product (mixture of regioisomers) was purified by flash chromatography 
2-[(1R,2R)-2-(10´-oxo-10´H-thioxantheno{2´,3´-d}oxazol-2´-yl) cyclohexyl]isoindoline-1´´,3´´-dione (12)
1 H-NMR (400 MHz, CDCl3, 300 K): 13 C-NMR (101 MHz, CDCl3, 300 K):
1-[3´´,5´´-bis(trifluoromethyl)phenyl]-3-[(1R,2R)-2-(10´-oxo-10´H-thioxantheno{2´,3´-d}oxazol-2´-yl)cyclohexyl]thiourea (1)
1 H-NMR (400 MHz, CDCl3, 300 K): 1S,2R,3S,4R)-3-(10´-Oxo-10´H-thioxantheno{2´,3´-d}oxazol-2´-yl) 
